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Experimental Section
Materials and Methods
Benzaldehyde (99%), 2- surface). Au discs and Edge Plane Graphite (EPG) discs were purchased from Pine
Instruments. Pyrrole and 2,4,6-collidine were distilled directly before use. Meso-Mono(oaminophenyl)triphenylporphyrin was synthesized using reported methods. 1, 2 Insertion of the iron into porphyrins followed known routes. 3 Column chromatography was done on silica gel or alumina plates purchased from MERCK. Innova SBRC-DBW-K) and a Trivista 555 triple spectrophotometer (gratings used in the three stages were 900, 900 and 1800 grooves/mm) fitted with a Pixis CCD camera (Princeton Instruments). The optics (e.g. plano-convex lenses, mirrors etc.) for the collection of rR data were purchased from Sigma-koki, Japan.
Instrumentation
Resonance Raman
The resonance Raman data were recorded on a Kr + ion laser (Sabre innova, model SBRC-DBW-K) from coherent and a spectrograph (model trivista 555) from Princeton
Instruments. The excitation wavelength used for the resonance Raman experiment was 413.1 nm. The power applied to the sample was 10 mW. 
Synthesis and Characterizations
meso-Mono[o-5(3-hydroxyphenyl-1,2,3-triazolyl)]triphenylporphyrinzinc(5)
To a solution of 4 (100 mg, 0.12 mmol) in 20 ml dry THF, 3-hydroxyphenylacetylene (21 μL, 1.5 eq.) was added followed by the addition of CuSO 4 /sodium ascorbate. The reaction was stirred overnight. When the reaction was completed, the reaction mixture was quenched by water followed by the addition of DCM. The organic layer was collected, dried over anhydrous Na 2 SO 4 and was purified by column chromatography using 3% DCM/methanol mixture as the eluent. 
1,2,3triazolyl)]triphenylporphyriniron(II)bromide(7)
Phenol-functionalized porphyrin(6) (100 mg, 0.11 mmol) was dissolved in 15 mL dry and degassed THF. 2,4,6-Collidine (40 μL, 2 eq.) was added to this solution followed by the addition of FeBr 2 (98 mg, 4 eq.). The solution was stirred overnight in a glove box in the dark. The reaction mixture was quenched by H 2 O followed by the addition of DCM. The organic layer was washed with a brine solution and was collected and dried over anhydrous Na 2 SO 4 .The solvent was removed on a rotary evaporator, and the residue was separated by chromatography on a column packed with 60-120 mesh silica gels in CH 2 Cl 2 . The column was eluted with a 5% MeOH/CH 2 Cl 2 mixture. Yield: 90 mg (85%). Ironphenol-functionalized porphyrin(7) (90 mg, 0.132 mmol) was dissolved in 15mL dry and degassed methanol in the presence of activated K 2 CO 3 . The solution was stirred overnight in a glovebox. The reaction mixture was then filtered using Whatmann 40, and the filtrate was evaporated and dried using a vacuum pump inside the glove box.
Yield: 85 mg (~94%). Uv-Vis (THF): λmax/nm = 332, 418, 518, 569, 638.
Electronic
A.1. Spectroscopy
A.1. Absorption Spectroscopy
20 M of compound was prepared in dry and degassed THF. UV-Vis absorption spectra of demetallated porphyrin and metallated porphyrin were taken at room temperature maintaining the anaerobic condition.
1A. UV-Vis absorption spectroscopy of the synthesized porphyrin complexes:
The free ligand of azide-porphyrin(2) has an intense Soret band at 419 nm and weaker bands at 514, 549, 592, and 650 nm (Fig. 1, pink) . The Zn II -azide complex of 3 has the Soret band at 424 nm and Q bands at 557, 595 and 623 nm (Fig. 1, blue) . In the nm (Fig. 1, deep green) . The free ligand phenol precursor (5) complex shows Soret band at 419 nm and Q band at 515, 549, 592 and 647 nm (Fig. 1, violet) . (Fig. 3, violet and pink) . The complex 7 has several absorption bands in the visible region at 510, 578 and 688 nm which shifts to 518, 569 and 638 nm in the phenolate bound Fe III complex (8) (Fig. 3 and inset) . (Fig. S1 ). 
3A. Electron Paramagnetic Resonance (EPR) Spectroscopy:
The sample concentration used for the EPR spectra was 1 mM. All the samples were prepared likewise as mentioned. The data were collected at 77 K. Power at the sample was 10 mW and gain was 1x10 
